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Liberman, A. L., Bragin, 0. V., S07/72-59-5:17/43

Kezanskiy, B. A.

Catalytic Cyclizetion of Some Alkylbenzenss Zato Tndan rnd Ti-
. . . . . .

Homonlogues (Kntallticheskeya tsihlizatsiya nekotorykh
rlkilbenzolov v inden 1 yego gomologi)

Iovestiye fkndemii nauk SS3R. Ctdeleniye khinmicheskikh nauk;
1959, Ur 5, pp §79-987 (USJR)

The autherz showed in a2 nuaber of works (Ref 1) thrnt pareffin
nrircocarbens cyclize into homologuea of cyclezentsne by the
offzet of pletinized coal at moderrnte tompernturos {3109) =~nd
A throughput rate of O.2/hr._ The cyclization is euplained My
intevmoleculer dehydrccondensaticon., In conneciion =—ith it,
the rnossibility was considored of cyclizing more complicated
cerwounds, e.z. a secondary chain of a benzeno homologue
aczovdiing to the schene:

?112

cH
i + H.”
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CnLuI"th Cyelization of 3ome Alkylbenzenes Into 507/52-59-5-17/40
Inirn and Itr Posologues

Seme Auta on a zinilar cyelizntion arc quoted from
pUbllC‘LLOh;- Crehin {Ref 2), vatent date (Ref 3), Telinskiy
snd Tits {Ref 4) ote. 7Pnble i shows a cownarison of the
ionstonts of the initial preducts and the crelized conpounds
vith the corresponding drta from publicriions., The conditions
of synithoesis wore equnl to those of tho cyelizntion of
perafline., Indan and 1- and 2-methylindnn were obtaincd from
a-huirl-, e2condaryr buiyl- and inobutyl benzen: . tiethylindan
o5 bhromineted and the compounds #,5,5,7-tet rabromo—?-

methrlinden and 2,4,5,4 7—ﬁ3nrvnr1*0-1-~otn"11n ~n nct yct

th
daoge rloed in the llte“ﬂt"*n werd srnthesized. The synthesis
2f the individual compcuznd: is drservibed in tho exserimental
poari. The R. eond W, ngu-meﬂ‘O‘ was used in ithe bromination
of irivdromoindau. Ref 17). .hn ovozeorties and rield ol the
various cyelized compounds are summnrized in tnbles 2:3,4,5,
Sy »nd 7, Theore aro 1 figure, ” t-bles, and 18 referonces,
“ of which ~re Soviet.
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T IAEEIRE . . 3 . . . — . . . —

Cﬁxﬂlyflc Cyelinatien cf Some Alkylbenzenes Into : ZQ?/?Z~-,-3-1"/fC
Indan 2nd Its ionologues

PR . , §
L5500 IATINT Institus orgnanicheslioy khinii i-m. . &, Telinskezn Lkadoexmii
~ , Y -~ Yo . -
nouk GHTR Thietitute of Ceganie Chenictrr imenmio L, T,
Zelinatiy ol v Jendeny of 3aionoan, ufiif

STBIITE o gty 30, 1007
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AUTHORS: KazangkiseBemd s Liberman, A. L., 50v/62-59-6-19/36
) Loza, G. V., Kuznetove, I. M.,
Aleksanyan, V. T., Sterin, Kh. Ye.
TITLE: Catalytic Cyclization of n-Octane With Formation of the Homo-

logs of the Cyclopentane (Katsliticheskaya teiklizatsiya n.
oktana sobrazovaniyem gomologov taiklopentana)

PERIODICAL: Tzvestiya Akademii nauk S8SR. Otdeleniye khimicheskikh nauk,
1959, Nr 6, pp 1071 - 1078 (UsSSR)

ABSTRACT: By the action of a platinum catalyst n-octane forms the cyclic
compounds: 1-methyl-2-ethyloy010pentane and n-propylcyclopen=
tane. The present investigation dealt with the cyclization
process and the spatial gtructure of the compounds produced by
cyclization. For the purpose of this cyclization n-octane was
for five hours passed through platinated coal with a passage
rate of 0.2/hour at 310°. Two samples of the catalyst were used
in parallel. In contrast to ramificated isomers cyclization of
n-octane is fairly difficult. The yield on both catalysts was
only 2.2 and 4.5%, respectively. The cyclic product could be
enriched by distilling the catalysate. An investigation by meant

Card 1/3 of the Raman spectrum showed that there was trans-1-methyl-2-
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Catalytic Cyclization of n-Octane With Formation of sov/62-59~6—19/56
the Homologs of the Cyclopentane

ethylcyclopentene in the lower boiling fraction, and n-propyl-
cyclopentene in the residue. The cis-form of the first men-
tioned compound could not be discovered. Apart from the com-
pounds mentioned, there were 8till amall quantities of 4-me-

thylheptane to be observed, Furthermore, a line (762 om") way
discovered, which was agsigned to the pentalane bicyclo- (0,3, 3)-
octane. This could, however, not yet be proved owing to the
difficulties that arise in the production of the pentalane,
Since the Raman spectra of the two cyclic compounds obtained
are yet hardly known, the single compounds were synthetized in
pure form and plotted separately. The synthesis was carried

out according to a method which was worked out in the institute
mentioned in the Association, with the only difference that in-

Card 2/3
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Catalytic Cyclization of n-Octane With Formation of  S0V/62-59-6-19/36
the Homologs of the Cyclopentane

and residues from n-octane it is shown that about the same por-
tions are obtained for both compounds., There are 2 tabdles and
12 references, 10 of which are Soviet.

ASSOCIATION: Institut organicheskoy khimii im, N. D. Zelinskogo Akademii
nauk SSSR i Komissiya po spektroskopii Akademii nauk SSSR
(Institute of Organic Chemistry imeni N. D. Zelinskiy of the
Academy of Sciences, USSR, and Committee for Spectroscopy of
the Academy of Sciences, USSR)

SUBMITTED: August 15, 1957
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BLONSKAY 4, A.l.; LOZOVOY, i.V.; GAVRILOVA, A.Yo,.; GONIKPRRG, M.G.;
KAZANSKIY, B.A.

Investigating hydrogenation of lean conls and anthracites

with a hydrogen pressure greater than 1000 atm. Trudy IGI 9:

50-~61 '}9. (MIRs 13:1)
(Coal liquefaction)
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MEL'NIEOV, N.N.; SUKHAREVA, N.D.; RODIONOV, V.M., [deceased], akad., red,;
KAZANSKIY, B,A., red.; KNINYAN®S, I.L., akad., red.: SHEMYAKIN,
M.N., akad., red,; MGL'NIKOV, N.N., prof., red.; YEVDAKOV, V.P,,
X'Bdo; ZASUL'SK}\YA, VJ'., tokhnoredo

[Organic reactions and methodm of {nvestigating organtc com-
poundn) Reakteit rodanirovaniia organichaskikh soodinenii,
Moskva, Gos.nauchn.~tekhn,izxd.~vo khim,lit-ry, 1959. 446p,

(Reakteil 1 metody issledovanil organicheaki\‘ch soadinenii, vol.8).
(MIRA 13:2)

(Thiocyanation) (Opzenic compounds)
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AUTHORS : Kazanskiy, B. A., Landsberg, G.S. (Deceased). SOV/62~59-9=15/40

) “"Aleksanyan, V. T., Bulanova, T. 4.,
Liberman, A. L., Mikhaylova, Ye. A., Plate, A. F., Sterin, Kh.Ye.,
Ukholin, S. A.

TITLE: Investigation of the Composition of the Fraction With a Boiling

Point Between 150 and 250o of the Emba Crude Petrcleurm

PER1ODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 9, pp 1612 - 1622 (USSR)

ABSTRACT: An attempt is being made to apply the combined investigation
method for benzines (Ref 1) to the investigation of the petrcle-
um fraction with a boiling point between 150 and 250° of the
Emba crude petroleum. The petroleum investigated came from the

Koschagylskoye deposit'. It was proved that this fracticn contains
12.6% of aromatic and 13.0% of hexahydroaromatic hydrocarbons.
In the aromatic fraction 29 different hydrocarbons were identi-
fied. The quantitative division in groups of the aromatic hydro-
carbons boiling in this range was carried out with characteriza-
tion of the arrangement of the side-chains on the benzene ring
or the corresponding cyclohexane ring and that for the multi-

Card 1/3 cyclic according to the arrangement of tha rings. By this method

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Investigation of the Composition ofothe Fraction With SOV/62-59—9-15/40
* a Boiling Point Between 150 and 250  of the Emba Crude
Petroleunm

the authors succeeded in establishing the composition of the
aromatic compounds up to 70% and that of the hydroaromatic com-
pounds up to 46%. In the paraffin-naphthene part of the fraction
the presence of naphthene with two different substituents in the
same carhon atom of the cyclohexane could be established (mixed
substitution). The limiting int-> narrower fractions was possible
at the paraffin-naphthenes by investigating the specific gravi-
ties, the refractive index and the aniline point of these frac-
tions, In figures 1 and 2 the paraffin-naphthene fractions are
identified and tables 1-6 contain the results of the analysis.
Table 7 gives the results of the distillation of the paraffin-
cyclopentane fraction of the Ligroin applying the coefficient
proposed by P. S. Maslov (Ref 11). There are 2 figures, 7 tables,
and 11 references, 10 of which are Soviet.
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Investigation of the Composition of the Fraction With  S0V/62-59-9-15/40
a Boiling Point Between 150 and 250 of the Emba Crude
Patroleum

ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii
nauk SSSR (Institute of Organic Chemistry imeni N. D. Zelinskiy
of the Academy of Sciences, USSR). Komissiya po spektroskopii
Akademii nauk SSSR (Committee of Spectroscopy of the Academy

of Sciences, USSR)

SUBMITTED: January 4, 1958
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AUTHORS: Kazanskiy, B. 4.« svirskaya, P. I.

i s S s WA

0v/79-29-8-27/51

TITLE: gynthesis and Catalytic Transformations of 2-Methylbicyclo-
(2,2,2)-octane and 2,3-Dimethylbicyclo-(2,2,2)-octane

PERIODICAL:  Zhurnal obshohey khimii, 1959, Vol 29, Nr 8, PP 2584 - 2587

(USSR)
and A. Plate (Ref 1) ghowed that

the 2-methylbioyolo=(2,2,2 —octane is transformed, in the
presence of platinized carbon ab 300-310°, to give toluene

with a emall impurity of bengense.

cn/L' + CH,=mCH-CH; + 28,
-—CH3

o+ CEZ'CHZ + 2E2

ABSTRACT: Previously, B. 4. Kazanskig

Card 1/2
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Synthesis and Catalytic Transformations of 2-Methyl - SOV/79-29-8~27/B1
bicyclo-(2,2,2)-00tane and 2y3-Dimethylbicyclo-(2,2,2)-
octane

In order to carry out a more thorough investigation of this
reaction, the authors synthesized anew the 2-methylbicyclo-
(2,2,2)-00tane and the 2,3-dimethylbieyclo-(2,2,2)-octane
hitherto not yet described in publications and carried out

the catalytic transformationsof these hydrocarbons under the
conditions mentioned. The two octanes were found to behave
differently: The 2-methylbicyolo-(2,2,2)-octane is nearly com-
pletely converted into aromatic hydrocarbons among which the
toluene is predominant, whereas benzene occurs in traces only;
from 2,3—dimethy1bicyclo-(2,2,2)-octane only 30% are trans-
formed into a mixture of benzene (about 1/3) and o-xylene
(about 2/3) under the game oonditions (Scheme 2). Both re-
sultant ootanes are gaseous saturated hydrocarbons, There

are 2 tables and 3 references.

ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR (Institute of
Organic Chemistry of the Academy of Sciences, USSR)

SUBMITTED: July 5, 1958
Card 2/2
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5(3) 80v/79-29-8-28/¢1
' AUTHORS: Kazanskiy, B. A., Svirskaya, P. I.
TITLE: 1 4 Endoethylene 5 6,7,8-tetrahydro-naphthalere

PERICZICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 8§,
pp 2588 - 2591 (USSR)

ABSTRACT: B. A. Kazanskiy and L. G. Vol'fson showed (Ref 1) that the
dimer of cyclohexadiene-1,3, the ¢ndoethylene-hexahydro-naph-
thalene and its dihydro-derivative, the e¢ndoethylene-octa-
hydro-naphthalene, are transformed into a crystalline hydro-
carbon with the melting point 63- 64 y under escape of hydro-
gen. The present paper shows that the tetrahydro-derivative
of the dimer, the endoethylene-decahydro-naphthalene (Alek-
seyevskiy, Ref 2) can easily be obtained according to the
scheme

by hydrogenation under pressure
s at usual temperature, and is con-
° verted under the conditions mentione&l
@n the presence of platinized carbon
at 240-2509 (Ref 1tho give the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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1,4-Endoethylene-5,6,7,8-tetrahydro-naphthalene 507/79-29-8-28/81

game hydrocarbon with the melting point 65-640. Thus &all
endoethylene-hydro-naphthalenes are capable of transformations
acoording to scheme 2 on dehydrogenolysis. The end product is
stable up to 320° in the presence of platinized carbon. At
350° (Ref 1) some naphthalene was formed which could, however,
not be separated. The formation of naphthalene suggests that
the reaction proceeds according to scheme 3, just as in various
octanes (Ref 3). It can be seen from the present paper that the
endoethylene-tetra- and endoethylene—decahydro-naphthalene is
nearly completely transformed into naphthalene at 400°, which
can be regarded as a proof of the assumed straucture of the
hydrocarbon melting at 63-64°. On the other hand, the molecule
of the endoethylene-tetrahydro—naphthalene was found to con-
tain an aromatic nucleus, since a number of products were ob-
tained in which the hydrogen is substituted as in aromatic
compounds. Thus, for instance, the mononitro-derivative could
be formed with the nitro-group in position 5, which further
yielded azo-dyes by reduction, diazotization and coupling.
The structure of the nitro compound was confirmed by oxidation
to phthalic acid (I), without yielding compound (II) possible
Card 2/3 at the s.ame time. All these experiments show that the above-

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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1,4-Endoethylene-5,6,7,8-tetrahydro-naphthalene sov/79-29-8-28/81
mentioned hydrocarbon with the melting point 63- 64" represents

the t,4-endoethylene-5,6,7,8-tetrahydro-naphthaic..c. There
are 6 references, 4 of which are Soviet.

ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR (Institute
cf Organic Chemistry of the Academy of Sciences, USSR)

SUBMITTED: July 5, 1958

caré 3/3
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5(3)
AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

Card 1/2

S0V/79-29-9-36/76
Kazanskiy, B. A., Svirskaya, P. I.

Synthesis of Bicyclo-(2,2,2)-octane and 2-Methyl-3-ethyl Bi-
oyolo-(2,2,2)-0ctane

Zhurnal obshohey khimii, 1959, Vol 29, Nr 9, PP 2976-2977 (USSR)

Bicyelo-(2,2,2)-octane was already synthesized by several authors
(Refs 1-3). The 2-methyl-3-ethyl bioyclo-(2,2,2)-octane has,
however, hitherto not been described in publications. The authors
synthesized these compounds by way of pyrolysis of acetates of
the corresponding alcohols and by hydrogenation of the result-
ing unsaturated hydrogarbons. The pyrolysis of acetates is known
to proceed at 400-500 without isomerization of the skeleton of
the initial compound and yields hydrocarbons of the desired
structure. The authors were interested in finding the behavior
of the derivatives of bicyclo-(2,2,2)-octane under these con-
ditions, which are capable of separating one of the inter-
mediate bridges of bicyclooctane. It was thus possible to syn-
thesize bicyclo-(2,2,2)-octane with properties correspcnding to
those described in publications. This indicates that 2-methyl-3-
ethyl bicyelo-(2,2,2)-octane, which was newly obtained by the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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50V/79-29-9-36/7¢€
Synthesis of Hicyclo-(2,2,2)-octane and 2-Methyl-3-ethyl Bicyclo-{2,2,2)-
octane

authors, has also the structure suggested by them. The synthesie
of bicyelo-(2,2,2)-octane proceeds according to acheme 1 and
that of 2-methyl-3-ethyl bicyclo-(2,2,2)-octene according to
scheme 2. The experimental part provides more details. There
are 4 references, 1 of which is Soviet.

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State University)

SUBMITTED:  July 5, 1958

Card 2/2
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5(3) .
AUTHORS: Telagina, N. V., SOV/20-124-5-25/62
Kazanskiy, B. A., Academician

TITLE: The Synthesis of Spiro-(5,6)-dodecane (Sintez spiro=(5,6)-
. dodekana)

PERIODICAL: Doklady Akademii nauk SSSR;, 1959, Vol 124, Nr 5, pp 1053-1056
{USSR)

ABSTRACT: In former communications, the first author descrided the syn-
thesis of several cyclic hydrocarbons with a quaternary carbon
atom in the oycle (Refs 3,4). They were obtained by means of
t+he pinacoline rearrangement from bitertiary a~glycols. The
ketones thus procured were changed into hydrazones, the latter
catalytically decomposed according to N. M. Kizhner. The above-
mentioned reaction was used in this paper for the synt™ sisg
of the above-mentioned bicycliec hydrocarbon with spiran struc-
ture (I). For this purpose cyclohexanone was reduced with
amalgamated aluminum in dry benzene and yielded 1,1'~dioxy~
1,1'-dioyclohexyl (II). Pinacol turned by the action of 63 %
sulphurie acid into a mixture of 30 % spiro-(5,6)~-dodecanone-7
(III) and 70 % 1,1'-dicyclohexenyl (IV). Neither stirongly nor

Card 1/2 weakly concentrated H,S0, led to the proper result as the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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The Synthesis of Spiro-(5,6)-dodecane S0V/20-124-5-25/62

reaction products in the first case were resinified, while
weakly concentrated H2804 acted mainly in a dehydrating manner

and first of all led to 1,1'-dicyclohexenyl (IV). The ketone-
(I11) and diene- (IV) mixture was subjected to fractional dis-
tillation in vacuum; the fractions enriched with spiro ketone
were treated with hydrochloric acid semicarbazide. The spiro-
(5,6)-dodecanone-T-gemicarbazone was decomposed by hydrochloric
acid and the ketone was distilled off with stean. Through the
action of hydrazine hydrate on spiro-(5,6)-dodecanone-7 (111)
nydrazone (V) was synthesized; it was decomposed in the
rresence of caustio potash and platinated carbon. The final
rroduct obtained as mentioned in the title is a rather dense,
colorless liquid with a pleasant camphor smell. Its constants
are given and the usual data are furnished in an experimental
rart. There are 12 references, 7 of which are Soviet.

ASSOCIATION: Moskovskiy gosudarstvennyy universitet im, M. V. Lomonosova
(Moscow State University imeni M. V. Lomonosov)

SUBMITTED: November 24, 1958
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AUTHCHS: Yelagina, li. V., Stabnikova, . V., Kazanskiy, B. A.,
Acadenician e
TITLE: Synthesis of 6,9-Endomethylcne-Spiro-(4,5)-Decaue (Sintez

G,9-endemetilenspire- (4,5)-dekara)

PERICDICAL: Doklady Aked mii nauk SS3R, 1959, Vol 124, ¥ 6,

pp 1243 - 1246 (uszh)
ABSURACT: By means of the dicne-condensation of 2-mathylene ecyclohexanone-1

with cyclopentadiene an unsaturate. spirane ketone- 1,4-endo-
methylene-spiro-(S,5)-undecene-2-one-7 (1) iz formed (Ref 1).
This cempound was transformed into a tricyclic cpirane hydro-
carbon-1,4-endomethylene-spirc-(5,5)-undecaue (I1). In the
present paper the authors used the initially rentioned dicne-
condensation for the synthesis of another rerresentative of
the substance (III) mentioned in the title. By means of the
reaction of 2-methylene-cyclopentanone-1 (1v) with cyclopenta-
diene (V) an unsaturated spirane retone was produccd: 6,9-
enlonothylene-spive-(4,5)-decene-7-one-1 (vi). ke 2-metijlene
cyzlepentanone-1 (1v) tends to polymerite, the Xannich-base

Card 1/2 (Mannikh) wes intreduced into the reaction, i.e. 2-{G-dimcthyl
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SUBMITED: December 3, 1958
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tho retone (VI) in the presence of
drow(4,5)-decanone=1 (VIII)

Syrthesis of 6,9—Endomethylene-5piro-(4,5)-Decnne
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5(3)
(Destruktivnoye al-

AUTHORS ¢ Kazanski
iatpiuhelss

TITLE: Destructive Alkyla

kilirovaniye benzo

Dokleady Akadenii nauk SSSR,
pp 571 - 574 (UssR)
aromatic hydrocarbons

ABSTBACT The reaction of par

can open new waye ] jous aromatic sub~

stances, and contribute to clarify the nature of catalytic trans-
formations. But it belongs to the most poorly jnvestigated
pranches of hydrocarbon chemistry. Patents (Refs 1,2) show that
benzene 18 alkylated by paraffin hydrocarbons in the presence
of hydrogen fluoride, boron fluoride, as well.as thelr mixtures.
The patents gtate that only such paraffins are suitable which
posgess no 1ess than 5 carbon atoms in the chain. On the basis

of references 4-9, it was to be expected that toluene would

originate by the interaction of benzene with different paraffin

hydrrocarbons under pressure and in the presence of nickel cata-
1ysts. Preliminaty experiments by tho authors have confirmed
this expectation, for it came true with normal paraffin hydro-
caroons (heptane, hexane, butane, propane) at a much lower

Card 1/2 pressure (60 atmospheres overpresaure) than indicated in refer-

B. A.» Academician, Ro
tion of Benzene by Propane
la propanom)

PERIODICAL: 1959, Vol 126, Nr 3,
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Destructive Alkyletion of Benzene by Propane SO0V/20-126-3-31/69

ence 6. The said reaction of benzene with propane was closely
investigated by the authors on nickel deposited on siliceous
earth, Table 1 shows the yields of "alkyl benzenes", table 2
the influence of temperature on this yield. Table 3 indicates
the influence of the duration of teast on the activity of the
catalyst. Figures 1 and 2 show the fractionation curves of the
catalyzates, There are 2 figures, 3 tables, and 11 references,
2 of which are Soviet.

ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii
nauk SSSR (Institute of Organic Chemistry imeni N. D. Zelinskiy
of the Academy of Sciences,USSR)

SUBMITTED: March 11, 1959
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AUTHORS ;

TITLE:

PERIODICAL:

ABSTRACT :

Cerd 1/3

S0V/20-126-4-27/62
Kazanskiy, B. A.} Academician, Rozengart, M. 1.}

.......

Kuznetao¥a; 2o

The Effect of Some Admixtures of Alkali Elements on the
Properties of AluminUh-chromium Catalysts (Vliyaniye dobavok
shclhielochnykh elementov na kataliticheskiye svoystva alyumo-
khromovykh katalizatorov)

?oklagy Akademii nauk SSSR, 1959, Vol 126, Nr 4, pp 787-790
USSR

As is known, the admixture of small amounts of potassium

and cesium to the catalysts mentioned in the title, increases
the output of final products in the reaction of aromatizing
paraffin hydrocarbons (Ref 1). In publications however, there
are no reliable statements on a similar effect of other
alkaline elements. The present article is dedicated to the
latter problem. A description follows of the effects of
equivalent amounts of Li, Ma, X, Rb and Cs on the activiiy

of two preparations A and B of the mentioned catalyst, in

the reaction of dehydrogenation of n-heptane at 5200. Lithiunm
is ineffeciive for the increase of the outpui of aromatic
products of heptane. The introduction of sodium however, raises

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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30V/20-126-4-27/62
The Effect of Some Admixtures of Alkali Elements on the Properties of
Aluminum-chromium Catalysts

the output in both catalysts by 8%. This promoiing effect atill
increased with potassium (13 and 11%), and reached its maxinun
with rubidium (21 and 15%), for cesium it was O and 13%. The
same¢ was observed in the dehydrogenation of cyclohexane with
A and B. There is a great similarity between the effect men-
tioned above and that of the same admixtures to cetalysts of
iron magnesium (Ref 3). If alkali elements are added to the
catulysts mentioned in the title, the output of the catalyst
increases, i.e. the cracking of hydrocarbons decreases. This
pives reason to the opinion that there are active centres
in the catalyst concerned which catalyze reactions of crack-
ing and of the polymerization of unpaturated hydrocarbons. In
their course they develop carbonium ion, girilar to the clas-
sical case of the cantalyst nluminum silicate. Such an ad-
mixture of alkali elcments apparently reduces the "coke"
sediment on the catalyat and thus increases the stability of
the latter (Ref 4). It is to be expected that the application
of alkali elements will reduce the temperature of regeneration
in the catalyst. This would increase the ntability of the
Card 2/3 latter, and extend the duration of their application. On the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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50V/2c-126-4-27/62
The Effect of Some Admixtures of Alkali Elements on the Properties of
Aluminunm-chromium Catalysts

other hand, the thermal gtability of the catalyst is reduced
by alkali (Ref 4). The role of this one part of the effect

of alkali cannot be explained sufficiently., There are 2 fig-
ures, 2 itables, and 6 references, 3 of which are Soviet.

ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii
nauk SSSR
(Institute of Organic Chemistry imeni . D. Zelinskiy of the
Academy of Sciences, USSR)

SUBMITTED: April 13, 1959
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AUTHORS: Kazanskiy, Be A« Academician, 50V/20-126-6-33/67
Gostunskaya, I. V., Leonova, A. 1.

TITLE: Catalytic Hydrogenation of Diene Hydrocarbons With an Isolated

System of Double Bonds in the Presence of Platinum and Palla-
dium (Kataliticheskoye gidrirovaniye diyenovykh uglevodorodov

s izolirovannoy sistemoy dvoynykh svyazey v prisutsvii platiny -
i palladiya)

PERIODICAL: ?okla%y Akademii nauk SSSR, 1959, Vol 126, Nr 6, pp 1264 - 1267
18SR

ABSTRACT: Phe authors were interested in investigating the behaviour of
the dienes mentioned in the title in the case of an incomplete
hydrogenation. The mono-olefins yield, in the liquid phase, in
tne presence of Pd, new mono-olefins which are formed by the
shifting of the double bonds in the initial hydrocarbon (Refs
1,2). Platinum does not have this effect (Refs 2,3). These two
catalysts have the capability of catalyzing the hydrogen addi-
tion to unsaturated compounds, they behave, however, in a dif-
ferent way in hydrogenation. As is known, the dienes mentioned
ray be isomerized into dienes with a conjugate system of double

Card 1/% tonds in the case of a heterogeneous catalysis at temperatures

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Catalytic Bydrogenation of Diene Hydrocarbons With an S0V/20-126-6-33/67
Isolated System of Double Bonds in the Presence of
Platinumn and Palladium

Card 2/4

above 200° in the presence of Pr and Pd (Ref 4). In the pres-
ent paper the following was used as investigation object: a)
hexadiene-1,5 (di-allyl); b) 2-methyl-hexadiene-2,5j c) 2-me-
thyl-hexadiene-1,5 and d 2,5-dimethy1-hexadiene-1,5 (di-iso-
butenyl)., Half of a hydrogen molecule was added to these com-
pounds at room temperature in the presence of Pt and Pd; in
each of these cases a mixture of equal amounts of mono- and
diolefin was expected to be formed. It was found, however, that
in the case of a partial hydrogenation of hexadiene-1,5 in tke
presence of platinum not only hexene-1 but also n-hexane had
formed in the reaction products apart from diallyl which did
not enter the reaction ?see scheme). In the presence of palla-

dium the hydrogenation product consisted of hexene-1 and of
hexene~2 which is isomeric with respect to hexene-1j besides
hexadiene-1,5 which did not enter the reaction, the product

of its isomarization, hexadiene-1,4 was found. n-hexane how-
ever, was lacking. It must be emphasized that in the hydroge-
nation products of diallyl with palladium the diene with a con-
jugate double bond aystem expected, was not found. Also the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Isolated System of Double Bonds in the Presence of
Platinum and Pailadium

card 3/4

hydrogenation producte of the substances mentioned under ¢) and
d) contained no sonjugate dienes. j.e., in these cases only one
of the double bonds was gshifted. In contrast to the 1,5-dienes.
2-methyl-hexadiene=2,5 was jsomerized under the same conditions
into & diene with one conjugate double bond system to about 15%
Apparently the lacking of the conjugate dienes in the hydroge-
pation of the 1;,5-dienes with palladium may be explained by an
unfavorable interrelation of the reaction rates of hydrogena-
tion and isomerigation on the palladium surface. Conclusions
concerning the connection between the structure of the compount
to be hydrogenated and the hydrogen addition rate must, howeave!
l'e drawn very carefully. The shifting of the double bond may
influence the addition kinetics of the hydrogens during the hy
drogenation with palladium, For this reason these possible com
plications must be taken into account. There are 3 figures, 6
%ables, and 6 references; 4 of which are Soviet.
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ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova .
(Moscow State University imeni M. V. Lomonosov)

SUBMITTED: Arril 18, 1959
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AUTHORS Lukina; M. Yu., Zotova, S. V.- SOV/2O-12?»2—29/7O
Kazanskiy, B. A« Academician
J—
TITLE: "“Catu:?fgc Pronsformation ¢f Alkyl Cy:lopropanes 1n the Presenss

of Platinum and Palladiun Applied to Ashless Activated Charcoal
PERIODICAL: Doklaly Akademii nouk SSOSR, 1959, Vol 127, Nr 2, pp 341-344 (USSR)

ABSTRACT : The authors showed recently (Ref 1) that the hydration of alkyl
cyclopropanos in the precence of pin*tinized charcoal differs from
the hydration in the presence of palladium applied to charcval

(see Scheme). In the first nase and it 120¢ as weil as &t 220°
only the hydrogenclysis of *he shres-membered Ting takes placae.
in tre second case, howevsI: the isomerizeiion of the alkyl
cyclcpropane to olefines with a sutsequent hydIogen addition to
the latter proceeds besides the above waentioned reaction. The
quantity of the products cf the cide reaction :nereases up to

40 % with the temperature rise up Hc 2200. This side reaction
proceeds either on the account of pailadium or charcoal; if
palladium is able to cause an igouerization of the three-membered
ring in contrast to platinoum (first case). The second case is as
well possible, since the charcoal does notl renain inert (according

Card 1/4 to Ref 2) in this reaction. If this last assumption is right, it

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Catalytic Transformation of Alkyl Cyciopropenes ii the SOV/20~127-2-29/70 .
Presence of Platinum and Pailadium Applied tc Ashless Activated Charcoal

cannot be explained why these p-opertiea of the charzosl do not
appear in the case of the platinum catelyat; or it is a
consequ.once of the lower pelladium activity in the hydrogenolysis
reaction, as the authors assumad eorlier (Ref 1). Thus it was
the authors' object tc investigehs and compare the properties of
these two metals themselves. This sho:ld be the case in the
isomerization and hydrogerciliyule of hhe olkyl cyclepropanes under
elimination of the effec® ~f the cerrier. The charcoal mentioned
in the title was used sirce the platinim- and palladium blackness
did not cause atall an alky. synliopr i€ analysis at 120°. The
charconl was produced by the sarbonizat?on of sugar. The cyels-
propanes were not subjectedl tc any hunges in the case of a
passage thirough such & charsci. 2t 2207, Pt- aad Pd-catalyste of
20 % ware produced on the basis of this charcoal. The isomerization
{in the absence of hydrogen) was carried out at 220¢, This
temperature was assumed as optimum temperature in the previous
papers of the authors (Refs *.3), Now neither the propertiss of
the alkyl cyclopropanes ware shanged nor the catalysates contained
unsaturated compounds. Thus it wes proved thet neither Pt nor Pd
Card 2/4 isomerize under these conditions *the three-menbered ring.
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5 (2, 3)
AUTHORS ¢

5 SRANEIEAT WA "t

The Effect of
System Upon th
Aromatization

TITLE:

PERIODICAL:
(USSR)

ABSTRACT: In the present

of cadmium even

catialyst was

card 1/2

APPROVED FOR RELEASE: 06/13/2000

.,,I;gzwzskgy M},!,._<,4. , Academician,

Doklady Akademii nank SSSR,

paper, the authors proved that the elements men-
tiomed in the title (except for Hg which was not tested) favo
aromatization of cyclohexane. This effec
jncreasing atomic weight from Be to Bae.
weaker in the dehydrocyclization of n-heptane.
earth metals exhibited it.
practically no effect on the activity of the catalyst;
reduced it slightly.
cyc.lohexane were carried out twice through
a after each exper*ment. The temperature

regenerate
locity was 0.35 h

was 5200, the volume ve
Table 1 indicates the results obtained.
in aromatic substances on the beryllium-containing sample roBe

S0V /20-127-6-23/5"

Rozengart, M. L., Kuznetsove, 2. Fe

Added Elements of the 2nd Group of the Pericdic
e Aotivity of Aluminum~-chromiumn Catalyeis in

1959, Vol 127, Nr 6, PP 122841230

r th
4+ inersases with the

The said effect was
unly the alkaline
and 2o had

an additic
The experimentis with

4 hours eachi} the

An addition of Ba, Mg,

per volume unit.
14 shows that the yield
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The Effect of Added Elements of the 2nd Group of the 50V/20-127-5-23/51
Periodic System Upon the Activity of Aluminum-chromium Catalysts in
Aromatization

by 5%, with magnesium by 5.5, with caloium hy 10, with strontium:
by 13, and with barium by 17.6%. The results obtained with
n-heptiane (temperature 530°, volume velocity as above) are shown
in table 2. It shows that the effect of all seid elements im the
dehydrocyclization of n-heptane was much weaker than above. The
yields in unsaturated compounds were small in the arbmatization
of cyclohexane (0.4-2.6%, Table 1). There ate 1 figure,

2 tables, and 2 Soviet references.

ASSOCIATION: Institut organicheskoy khimii im. N, D. Zelinskogo Akademii nauk
SSSP (Institute of Organic Chemistry imeni W. D. Zelinskiy of the
Academy of Sciences, USSR)

SUBMITTED: June 5, 1959
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TITLE:
PERIODICAL:

ABSTRACT:
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it
Rudenko, A. P., Kazanskiy, B. A., SOV/20~12801.=.25/53
AC&demf.cian T PR

Heterogeneous-catalytic Course of Benzene Pyrolysis Reactions
Doklady Akademii nauk SSSR, 1959, Vol 128; Nr 1, pp 99-102 (USSR)

The prosent paper jnvestigates the role played by the contact
gurface during benzene pyrolysis especially in the formation of
diphenyl as well as the specifiocity of different contaots. The
enlargement of the contact surface had poa:l.tive results and led
to the conolusion that the reaction is of Heterogensous catalytic
character (Table 1). In the investigation of the specificity of
individual oatalysts a number of applied catalysts - such as
metal on silica gel - were employed (Teble 2). The specificity of
the cstalysts investigated indicates a marked distinction
(Pigures 1 and 2). On the basis of the results obtained the kind
of contact during pyrolysis is not all unimportant as was
sometimes assumed (Refs 4 and 5). It daetermines the marked
peouliarities of the specificity of contacts and their catalytic
activity with respect to jndividual reactions of the
dehydrocondensation of benzene, The manifestation of the
apecificity of contaots speaks also for a heterogeneous catalytic

CIA-RDP86-00513R000721320003-3"
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Heterogensous — catalytic Course of Benzene Pyrolysis 50V/2u~128.1-26 /53
Reactions

mechaninm of the benzene pyrolysis.
contaet surfaces must also be pointed out; they only take place
in the reaction zone and cannot be cbserved in an inert medium
(nitrogen) on simple heating, It may be assumed that due to the
heterogoneous catalytic character of the diphenyl fermation the
migration of atoms angd atomic groups of thu contact ia
facilitated by the formation of catalytic compiexes. There ara
2 figures, 2 tables, and 14 references, 7 of which are Soviet,

ASSOCIATION: Moskovskiy gosudarstvennyy universitot im. Mo V. Lomonosova
(Moscow State University imeni I, V. Lomonosov)

The physical changes of

SUBMITTED: May 26, 1959
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S/081/6o/ooo/022/002/016
A005/A001

Translation from: Referativnyy zhurnal, Knimiya, 1960, No. 22, PP. 174-175,

# 88528

AUTHORS: WM Khromov, S.
e, 3,

TITLE: The Formation of Aromatic Hydrocarbons
formation of Heme-Dialkyl Cyclohexanes

Catalyst

1., Radzhabl i-Seidova, N. A., Baleakovy

at Contact-Catalytical Trans-
Over an Aluminum Silicate

PERTODICAL: Azerb. khim, zh., 1959, No. 5, pp. 3-12 (Azerbaydzhan summary)
TEXT: The transformations were studied of l-methyl-l-alkyl-cyclohexanes:
1,l—dimethyl-cyclohexane, 1-methyl—1-ethy1-cyclohexane, l-methyl-l-propyl—cyclo-
hexane, and l—methyl-lnbutyl-cyclghexane in a stream sysiem over a syathetic
aluminum-silicate cataiyst at 500 C and 0.23 hr’l volume velocity. Her=at the
following reactions proceed: detachment and rupture of the side chains, methyla-
tion in the nucleus, jsomerization of the six- £iye-membared

membered cycle to the £
one, and hydrogen disproportionation.

Aromatic hydrocarbens are the main trans-
formation products (output about 33-45 percentage by welght with respect to the

card 1/3
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8/081/60/000/022/002/016
A005/A001

The Formation of Aromatic Hydrocarbons at Contépt-CatalyticaJ Transformation of
Heme-Dialkyl Cyclohexanes Over an Aluminum Silicate Catalyst

transformed l-methyl-l-alkyl—cyclohexane): mixtures of the isomeric xylols and
trimethylbenzenes, toluense, and a small quantity of benzene; in the xylol mixture
the isomers content decraases in the sequence meta > para > ortho-iscmers, whereat
the content of the meta-1isomer is approximately twice as high as that of the para-
isomer for all l-methyl-l-alkyl-cyclohexanes. The absence among the transformatim
products ef l-methyl-1-pvopyl-oyclohexane, 1-methyl-1-butyl cyclohexane, propyl-
and respectively butyl-bznzene points out that the alkyl group wlth larger chain
length detaches easier. Moreover, alkanes are formed {in the main gassous alkanes
predominantly C3H8 and CQHIQ), six-membered naphthenes (cyclchexane, methyl-zycla-
hexane) and five-membered naphthenes [oyclopentane, methyl-cyclopentane, 1,2~
dimethyl-cyclopentane]. With increasing side-chain length of l-methyl-1-aikyl-
cyclohexane, the degree of transformation increases from 424 for 1, 1-dimethyl-~
cyclohexane up to 84% for l-methyl—l-butyl-cyclohexane. The transformation of
l-methyl—l-phenyl-cyclobexane over the same catalyst proceeds easler than that of
1-methyl-1-alkyl-cyclohexane, and 8% of 1-methyl-1-phenyl-cyclohzxane undergoes
already at 350 C the trensformation without formation of gasedus products, Among

Card 2/3
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GONIKEERG, Mark Gertsovich;M_KAZA_NSKIY. B.A,, akademik, otv.red,;
RUBINSHTEYN, A.M,, prof,, otv.red,; BANKYITSER, A.L., red.
izd-va; MAKUNI, Ye,V., tekhn.red,

[Chemical equilibrium and rates of reactions at high pressures]
Khinicheskoe ravnovesie i skorost! reaktsii pri vysokikh davle-
nilakh. Izd.2., perer. i dop. Moskva, Izd-vo Akad,nauk SSSR,
1960, 271 p. (MIRA 13:7)
(Chemical equilibrium) (Chomical reaction, Rate of)
(Higa pressure ressarch)
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RIS A

MENDELEYRV, Dmitriy Ivanovich [deceansd]; xEDROV, B.M,, red.; PETROVSKIY,
1.0., ekadenik, red,; ANDREYEV, N,¥,, akademik, red,; BYXOV, K.N,,
skadenik, red, [deceased]; KAZANSKIY, B.a » okademik, red,;
SHMIDT, O,Yu,, akademik, red, laeceaseai: SHCHERBAKOV, D.I,, rad,;
TUDIN, P.P,, akademik, red.; DELONE, B,N,, red.; KOSHTOYARTS,
Kh.S,, red.; SAMARIN, A.M., red.; LEBRDRV, D.M,, prof,, red,;

FIGUROVSKIY, N.A,, prof., red.; KUZNETSOV, 1,v., kand.filosof.nauk,
red,; TRIFONOV, D.N,, red.izd~va; NOVICHKOVA, N.D., tekhn,red,

[Periodic 1aw; supplementary materials] Pariodichesicii zakon:

dopolnitel'nye materialy,
1zd-vo Akad.nauc SSSR, 1960,

1. Chleny-korreupondenty AN SSSR
{Periodic law)

Red,1 kommentarii B.M,Kedrova.
711 p.

Mookva,
(MIRA 14:2)

(for Delone, Koshtoysnts, Samarin),

APPROVED FOR RELEASE: 06/13/2000
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PASTKR, Lul [Pasteur, Louis]; IMSHENETSKIY, A.A,, red,; PETROVSEIY, 1.G.,
akademik, red.; ANDREYEV, N.N., skademik, red,; BYKOV, K,N,,
akadenik, red. [decessed]; KAZANSKIY, B.A., skademik, red,;
OPARIN, A,I., akademik, red,; SHMIDF, 0.Yu,, akademik, red.
(deceased]; smcmgmrmaxov, ».1., akademik, red.; YUDIN, P,F.,
akndemik, red,; KOSHTOYANTS, Kh.S., red.; SAMARIN, A.M,, red,;
MAKSIMOV, A,4,, red,; LKBEDEY, D,M,, doktor goograf.nauk, red,:
FIGUROVSKIY, N.A., doktor khim.nauk, red.; KUZNETSOV, I.V., kand.
filosof.nauk, red,; OENOBISHIN, D.V., kand,istor.nauk, red,;
MATVETENKO, T.A., red.izd-va{ DOROKHINA, I.N.(‘. telkhn.red,

[Selected works in two volumes] Izbrannye tridy v dvukh tomakh.
Red.A.A,Imshenetskoge. Moskva, Izd-vo Akad.nduk SSSR, Vol,l,
1960, 1012 p. © (MIRA 13:11)

1. Chlexw-korresppndenty AN SSSR (for Inshonetskiy, Koshtoyants,
Samarin, Maksimov).

(MICROBIGLOGY)
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5/595/60/000/000/006/014

E196/E435
AUTHORS ; Kazaﬁskiy, EB.A., Sterligov, 0,D., Belen*kaya, A ¥, .
Kondratfyeva, G.Ya.
TITLE: Catalytic dehydrogenation of isopentane
SOURCE; Vsesoyuznoye soveshchaniye po khimicheskoy pererabotke

neftyanykh uglevodorodov v poluprodukty dlya sinteza
volokon i plasticheskikh mass, Baku, 1957. Baku, Izd-
vo AN Azerb.SSR, 1960, 207-218

TEXT: Due to the lack of published information, the

authors investigated the process of dehydrogenation of isopentane,
which yields as the intermediate product isoamylenes, and, as the ///
final product, isoprene, the monomer of synthetic rubber. The v
chrome-alumina catalyst K-544 was used. This catalyst, developed —
by M. N. Marushkin of IOKh AN SSSR, proved suitable for dehydro-
genation of n-butane and propane; it is highly active chemically

and has a high mechanical strength, All experiments were

conducted in the following manner: fresh or reactivated catalyst

in portions of 20 cm’ was heated in a quartz tube to the reaction
temperature in a current of air. The air was then purged by

nitrogen and isopentane was introduced in the tube, The li1quid

Card 1/5
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Catalytic dehydrogenation ... 5/595/60/000/000/006/01 4
E196/E435 V//
reaction products were condensed by cooling with solid carbon pa

dioxide, noncondensibles were collected in a gasholder. The
unsaturated hydrocarbons in the condensate were estimated
bromometrically by the Rusenmund and Halpern methods, i1soprene was
separately determined by weighing its adduct with maleic anhydride
or colorimetrically by the method of R, F. Robey and H.V.Wiese. The
catalyst was regenerated after each run by passing a current of aiy
for one hour at the reaction temperature. Experiments have shown
that during hourly working cycles in the temperature range 500 to
575°C and that of space velocities 0.3 to 4,2 hr '}, the activity

of the catalyst increasecd with temperature, reaching a maximum at
550°C, maintainsd indeper.dently of the space velocity in the range
0.7 to 2.6 hr™!, Under those conditions the catalysate from
isopentane contained up to 58% of unsaturated hydrocarbons. the
Yield of the latter being 45 to 49% on total lsopentane and 70 ‘to
90% on the decomposed isopentane, The productivity of the
catalyst sharply increased with temperature, reaching the

optimum value, about 700 g CSHIO-S/{khr at 550°C and space velocity

2.6 hr’lh Thus 550°C was the best operatine “oant of this .atol foe
Card 2/5
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5/595/60/000/000/006/045
Catalytic dehydrogenation ... E196/E435

The noncondensible ga;??;und to consist largely of hydrogen w:+h
some methane, The liquid products were analysed for thwe
individual unsaturated components by means of gas chromatogragphy
and light scattering;tteresults are given in Table 1. Analytical
difficulties in the estimation of the unsaturated components by
means of the Raman scattering sYectra are discussed, They arisa
from the fact that the 1640 cm™l line of isoprene 1s 12 times mors
intensive than the 1642 em~! 1line of Z-methylbutene -1. The
masking effect of isoprene is therefore very strong and 1t tends
to affect even the 1651 c¢m~l line of 2-methylbutene-1. In the
chemical determination of total unsaturation of the :atalysate.
the Rosenmund method was found to give high values while the
Halpern method gave low values, The correction facters which
had to be applied were 0,96 and 1,04 respectively. Academicians
N.D,Zelinskiy, A.A.Balandin, B.,A.Kazanskiy, Corresponding Member
AS USSR N.I.Shuykin, Yu.G.Mamedaliyev as well as V.T,Aleksanyan,
Kh.Sterin of Komissiya po spektroskopii AN SSSR (Commission on
Spectroscopy AS USSR) and Candidate of Chemical Sciences, Head of
Gazovaya laboratoriya (Gas Laboratory) of VNIGNI MNP SSSR are

mentioned in the paper., There are 9 figures, 6 tables and
Card 3/%
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Catalytic dehydrogenation 000 g{gg;égg§000/000/006/015
ii references: 3 Soviet-ktloec and 1 non-Soviet bloc.
o an English language publication reads as follot;s:

The reference U/
Ref.4: Robey R.F., Wiese H.V, Analyt, Chem,. 20, 1948 93]

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"



-3
"APPROVED FOR RELEASE: 06/13/2000 c:[A-RP8600°723

R R
o At

S/595/60/000/000/006/Oi4
Catalytic dehydrogenation C

E196/E435
Unsaturated components in catalysate % w/w Table 1.
Fraction 20- 38° L T
Total unsaturation 18.6 41,6 E 52,2
Isoprene 0.4 1,5 i 4 2
2-methylbutene-2 10 15 20/25%
2-methylbutene-1 15 15/30%
3-methylbutene-1 3 5/35%
; b///
i -
q
’The analysis was carried out before separation of dienes
in the fraction 20-38°,

Cara 5/5
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5.1190, 5.3300

AUTHORS:
TITLE:

PERIODICAL:

ABSTRACT:

card 1/3

78075
SOV/62-60-1-21/37

Ya. T. Eydus, Puzltskly, K. V., Kazanskly, B. A.

Catalytic Polymerization of Olefines. Communication
IV. Concerning the Polymerization of Ethylene Over
Nickelous Oxide~Silica Gel Catalyst Promoted by
Aluminum Oxide

Izvestiya Akademil nauk SSSR, Jtdeleniye khimicheskikh
nauk, 1960, Nr 1, pp 115-119 (USSR)

Continuing a previous study of silica gel-NiO
catalysts (this journal, 1960, p 111, our abstract
78074), the authors investigated the polymerization
of ethylene at 300° C under atmospheric pressure,
using KSK silica gel-NiO catalysts with the additlon
of Al(NO3) SH20 in concentrations varying from
0.025 to 1%.0%. The addition of the latter iIn-
creased conslderably the activity of the catalyst.
The activity changed little in the aluminum nitrate
concentration range 0.5-10% but decreased rapidly
at concentraticns below 0.5%. Only KSK silica gel,

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Catalytic Polymerization of Olefines. 78075
Communication IV SOV/62-60-1-21/37

as carrier of aluminum oxide, and nickelous oxlde
gave positive catalytic results. Catalysts prepared
from NiO on other carriers, such as aluminum oxlde,
kleselguhr, various clays, or actlvated carbons

were inactive. Catalyst NiO-AlQOq—KSK prepared

from nickelous nitrate by precipitation with potassium
carbonate were Jinactive. Catalyst obtalned by
precipitation with aqueous ammonia solution was
active but insufficiently stable. Its regenerative
capacity, as well as selectlivity wilth respect to
dimerization of ethylene was somewhat increased by
addition of zinc¢ oxide. There are 3 tables; 1
figure; and 6 references, 3 U.S., | U.K., 2 Soviet.
The 4 U.S. and U.K. references are: S. J. Hetzel,
R. M. Kennedy, U.S. Pat. 2452190 (1948); Phillips
Petr. Co., Brit. Pat. 619231 (1949); J. P. Hogan,
R. L. Banks, W. C. lanning, A. Clark, Industr. &
Engng. Chem., 47, 752 (1955); H. A. Cheney, S. H.
McAlllister, E. B. Fountain, J. Anderson, W. H.

Card 2/3 Peterson, 1ibid., 42, 2580 (1950).
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Catalytie Polymeri

cation of Olefines
Communication 1v

78075
SO0V/62-60-1-21 /37

ASSOCIATION: N. D. Zelinski1y Institute or Organic Chemistry,
Academy of Sciences USSR (Institut organicheskoy
khimii imeny N. D. Zelinskogo Akademii nauk SSSR).

SUBMITTED:

May 23, 1958
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5.3300 78050
S0V /62 -60-1-26/37
AUTHORS: Gostwnskayn, I. V., Uyun'kina, N. I., Kazanskily, B. A.
»‘/—-——_——\
TITIE: Brlet Commmicentions,  lToomerlasabion off Some Dienes in

Lhe Presence off Calebuan Amide

PERTODICAIl: Lavestiiye Akodembi nauk SS0K. Oldelenlye khlmicheskilikh
nauk, 1960, Nv 1, pp 132-133 (na6R)

ABSTRACT: Teomertzatlon of 1,%-hexadlens, 2-methyl-1,5-hezadiene,
and Syh=dimeLhy -1, ~hexndiene In Lhe presence of
caleium amlle at (0P tn oo Plow sysLoem with o space
veloolly 007, was ot odled in order Lo Tind correlations
boetveen Lhe strnetbure off Lhe haweastipated diores and
the rate of Lhelr dcomerization.  The data oblained
wore compared with those oblained by A, Henne and Al
Turk (J. Am. Chum. Soc,, G, 826, 1942) using £1.0, 28

a ocalalyat, under tdentical rondltlons, 'xi‘ 2659,

The data obialned chow that Lhere 15 notb i

in the role ol lTeomerization of di{fersnt 'j: &
Cooel b caleiwn amide, but thepre oo bip differonee In Uh
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priod Commurleations,  Isomerlzation of Some TN
e e

Di-iv: in the Presence of Calelua Amide SOV LRG0 05 3

Feys (g) Starting dienc; (L) properties of diene; (c)
bp 1n ©C; (d) properties of products of catulyels; (&)
degree of lgomerizatllon.

i
b | vl =
a . - e - e
[N W 2 2
' I njy i "'.ll). J;" C:I(NHI‘JI ARy
CHy=CH=CH - Clp~CIL:CYy 5,7 1 1,40081 0,6035] 1.4388] 0,784 T2 au
C”rrfll-C";—C";—Cl"rC“; S804, 41020 071000 1o oaa] 3T
Cll, ,l
CHy+.C=City -Clty--C2:Clly VIS A2 0,70 ] AT 0, 70n Y K
cH, G, i t | :
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SOV, 00=50=1-020/37

CIL(‘. OJ Lisomaee: L '|!' R ’ -~ e - v
3 PIE N (DAR] (’( l Hen

daty ¢ Tr v
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Lrief Communicatlors. Isomerization of Some 78050 )
Dioenes In tho Prosence of Galalum Amide SOV 60-00-1-20 /4y
R-- Cla—CHi= Clas) MeNH s [R- (‘II—(IH: Cliy) MeN+l ly~+
= [R=CH = CH—=CHg] MeNHy -+ R—CH- -CH—CHy - MeNHe,
There are 1 table; and 4 references, 1 U, 8., 3 Soviet.
The U.S. reference is: A, Henne, A. Turk, J. Am. Chem.
Soc., 64, 826 (1942).
ASSOCIATION: M. V. Lomonosov Moscow State University (Moskovskiy
gosudarstvennyy universitet imesni M. V. Lomonosova)
SUBMITTED: June 9, 1959
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8/062/60/000/05/06/007

B008/B006
AUTHORS: Eydus, Ya. T., Fugitskiy, K. V., ;(_azanskiy, B. A.
TITLE: Catalytic Polymerization of Olefines. 6. Effect of Some

Metal Oxjdes on the Aotivity of Ni0-Al,03-Silica Gel (KSK)
Catalystiin Polymerization of Ethylene

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh
nauk, 1960, No. 3, pp. 513-518

TEXT: The effect of admixtures of copper, siliver, zinc, magnesium, L
calcium, barium, thorium, and manganese oxides on the activity of a p{&i
Ni0-Al203-8ilica gel catalyst type KCK (KSK) was investigated. These -
admixtures were introduced by treating the boiling asilica gel with

aqueous solutions of the corresponding nitrate. For the rest, the methods

and spparatus described in Refs. 1 and 2 were used. The results obtained

are listed in Tables 1 and 2. For comparison, experimental data from
experiments carried out using corresponding catalysts containing no

metal oxide admixtures except A1203 are shown in Table 3. It was found

Card 1/3
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catalytic Polymerization of Olefines. 6. 5/062/60/000/03/06/007
Effect of Some Metal Oxides on the Activity B0O08/BO06

of Ni0-Alp03-Silica Gel (ksK) tatalyst in

Polymerization of Ethylene

that the activity of the catalyst is strongly reduced by admixtures of
silver-, calcium-, and barium oxides, and slightly by thorium dioxide.
Admixtures of copper-, zinc-, 'nanganese-, and magnesium oxides have
hardly any effect. The selectivity of the catalyst with respect to
ethylene dimerization is considerably inoreased by adding copper-,
silver-, zinc-, barium-, and manganese oxides, and, to a lesser extent,
by the addition of calojum- and magnesium oxides. The catalytic
stability of the contact is strongly reduced by silver- and calcium
oxide admixtures. HManganese oxide has the reverse effect. Regeneration
of the catalyst is inhibited by the addition of copper- and zine oxides,
and is impossible if the catalyst contains silver-, magnesium-, calcium-
and barium oxides. Catalysts mixed with silver-, magnesium-, and
calcium oxides lose their seleotivity when treated with air at 450°c.

In catalysts containing nmagnesium oxide however, selectivity is

preserved. Yu. A. Bitepazh is mentioned. There are 3 tables and 20
references, 16 of which are Soviet.

‘N
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Catalytic Polymerization of Olefines. 6 :

o 6. §/062/60/000/03/06,/007
Effect of Some Metal Oxides on the Activity Béoe/éooé /03/06/00
of Ni0-A1,03-Silica Gel (KSK) Catalyst in
Polymerization of Ethylene

ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinsgkogo
Akademii nauk SSSR (Institute of Organic Chemistry imeni ;
N. D. Zelinskiy o the Acadeny of Sciences, USSR) v

SUBMITTED: July 21, 1958
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EYDUS, Ya.P,; PUZITSKIY, K.V.; YERSHOV, H.I.; W Y

tion
Catalytic polymerisation of olefins, Report No,8: Polymeriza
of ethylens over a nickel - aluminosilicate catalyst. Isv.AN SSSR
Otd.khim,nauk 10.5:920-925 My '60. (MIRA 13:6)

1, Institut organicheskoy khimii imeni N.D, Zelinskogo Alkademii
nauk SSSR,
(Ethylene) (Polymerization) (Catalysts)
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ETIUS, Ya.?.; PUZITSKIY, K.V.; YIRSHOV, N.I.; KAZANSKIY, B.h.
Catalytic polymerisation of olefins. Report No.1l0: Bffect of
the temparature and contact time on the coursa of ethylens

polymerisation on nickel catalyats. Isv.AN S8SR.Otd.khim.
pauk no.$:1114-1118 J1 160, (MIRA 13:7)

1., Institut organicheskoy khimii imeni N.D.Zelinskogo
Akademii nauk SSSR,

(Bthylene) (Polymeriszation) _‘(Gataxy-ses, Nickel)
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KAZANSKIY, BA.; LUKINA, N.Yo.; HAKHAPETYAN, Led.; ZOTOVA, S.7.;
LOZA, G.V.; SHATRNSHPNYN, G.A.; OVODOVA, V.i.; UVAROV, 0.V.;
S0KOLOV, N.M.; BMOL'NIXOV, V.P.

Production of high purity cyclopropane. Khim. prom. no. 6:462-
465 8 *60. (MIRA 13:11)

{ Cyclopropane)
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8/063/60/60¢/207,/915/0 11,12
3OO/ 3064
ADTEQRS : Lydus, Te. T., Yerskow, ¥ I,
Cuseva T V.. A
TINLE: Catalytic Pulymerizasics of Olefins. Cozsustcation 31,

The Effect cf lapsrities {s the Initial Gas ang cf tne

Raterial of the Test Tuve hpll Cpce the Ciirse of tne

wnwman:h:ou Resction of Ethyiene cn Sickel Catalyata
)

PIRICSICAL: Isvestiya akademil maur 3338, onn.ucubo Enizicreskikh
nauk, 1960, ¥o. 7, pp. 1271 - 1294

TEXT: The auckors ere GCn3erned with stuiyiag the effusty 2f W13
Tesctlon conditions ugon the catalyts Siysesizatiae cf :lefine. In
the ;resest paper, tray FOPIrt 30 the effes® cf tapurities iz 1aitial
sthylene, the inflge ¢¥eried upen the catalyst by treating 1t with
varioss subetances, and finally tLe effect exeried upos catalysis

)7 tte material of the tube sells. Tp to 5% propy or sp to 12K
Yutyleme were added to ethyleas os iajurities. Ethyleze wes polymerices

Cart 1,y

A e e e i g e

. T IRMAA AT I L ey p e e e -
to dityleze oo a lno.huunu catalyst. Wnile ac additica of 0.5 to !
impuritias shoeed no wffedt, the 83tivity cf she catalyst fecrwased at
higner emounts of admirtures (yield withoyt sdl:2ica; 30K, wiin an
sddition of 3%: 36.2%), An edditicm of 30 - 0% B, or preliatzary
treatsest of the satalyst with nn (yteld »itnous NN" 58.8%, with -uu
23.CK) showed the same T vapor zontent of estylene
iyst. On comparing the e3tivity
2, drasde. O statnlses sso:l o3
we yieie 1R polysers and tre ¢
- gl i3 the glamn-

3104 capacity of the =acalyses d
and brass tubes 71.2%, ia the »
5 tadies, wnl 2 Boviet referesces.
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Akadenmii mauk 5333 s saeioikis
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of the a-sdemy of Scisn--3 USTH;

SUBMITTED: Sovemder 2, 1398
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: : M.1.: LYUTER, A.V.;
<KAZANSKIY, B.A.; 3on§cgcaxnsx11p A.Z.: ROZENGART, :
TTTTTTTWITROTANOY, M.G.

i gasoline on
Aromatization of narrow hexans fractions of Grozny :
an alymina-chromic oxide catalyst, Kin.i kat, 1 10,2:294=299

Jl-Ag 60 (MIRA 13:8;

1, Institut organichaeskoy thimiilim. N.D,Zelinskogo AN SSSR 1
Groznenskly pnauchno-issledovatel skiy neftyanoy institut,
(Aromat{.zation)
(Hexane )
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5/195/60/001/004/013/015
B017/B055

AUTHORS: Gostungkaya, I. V., Dobrecgerdova, H. B., Berdnrkovu, M. P.,
Kazanskiy, B. 4.

TITLE: Isomerization 6%‘Several Hexenea Over Calcium Amide

PERIODICAL: Kinetika i kataliz, 1960, Vol. 1, No. 4, pp. 612-616

TEXT: The authors investigated tho isomerization of t-hexene, 2-methyl ;

1-pentene, 3-methyl 1-pentene, 4-m2thyl 1-pentene, and 2;3-dimethyl
1-butene on calcium amide as catalyst. The data obtained are listed in
Table 1. This table also gives a comparison with aluminum oxide as -

catalyst. The composition of the fractions obtained is shown in Tables
3-7. The boiling-point curves of the isomerizates of the hexenes are

graphically represented in Figs. 1 and 2. A comparison of the relative
isomerization rates of hexenes on A1205 and calcium amide as catalysts

shows that the structure of the olefin has less influence on the rate of
isomerization in the case of calcium amide. There are 2 figures, 7 tables,
and 10 references: 6 Soviet and 4 US.

Card 1/2
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Isomerization of Several Hexenes Over
Calcium Amide

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State

University)

SUBMITTED: July 23, 1960
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LIRRRMAN, ALy VASDNA, T.V.;QIAZANSIJY. B.A

Stereospecificity of the interaction b;tveon enters of stereoisc—
meric 1,4-cyclohexanedicarboxylic acids and a Grignard reagent.
Zmr. ob, khime 30 n0.1213938-3945 D '60. (MIRA 13:12)

t 1. Institut organicheskoy khimii Alndemii nsuk SSSR.
(Cyclohexaned.icarboxylic acid) ,
(Grignard reungents)
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MIKHAYLOVA, Ye,A,; SMIRNOVA, E.N.; PETUKHOVA, V.A.; KAZANSKIY, B.A, (Moscow)

Effect of the chemical structure of alkyl benzfnes on their

adsorbability on silica gel. 2Zhur. fiz. khim. 34 no,4:824-832

Ap '60. ~ (MIRA 14:5)
. (Benzene) (Adsorption) (811ica)
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AUTHORS:

TITLE:
PERIODICAL:

ABSTRACT:

Card 1/3

Dy,
RN

. 80% 20 130.1022 /69
Kazanskiy, B. Aoy Academiciar; Gestunsvaya,. I. V,, Dobroscrdova, N.B.

A
Isomerization of Scme Hexenes|in the Pres:rse of Alumirve Oxide
Doklady Akademii unsuk S§SR, 960, ¥ol 33, Nr 7. rp 82.85 (USSR)

The authors investigated the influcnce of +hs strncture of mono=
olefins orn the relative displiscement yelocity of the douvble bond
in the presence of an acid catalyst (ajuminwuc oxide). As is known,
the same nlefins may Yehavs Aifferertily in ke presenze of
catalysts of different kinds (a:id sr alkaiins), Ales the
structure >f the menoelefin may affert the rsediuezss of isomeri- //
zation, Ths authors carried ocut tte iscmerizaiinz at 80° gud a
volume velosity of 2,64 h=1 and 0,23 1 {for :fficultly
isomerizable hexenes), resp::tivsiy, The relatlisg iscmerizaticn
rates were characterized bty the amount of oleflr transformed under
equal conditions. Table ! showas tha remults. The different
behavior of the individual hexenes is claarly 7o te szeem
2-mothyl-pentene~1 and 2,3-dimethyl-tatencs¥ is-merize quickly,
whereas hexene-*%, X.-methyl-pantena-? ard 4.methyl-peuntersa! gpd
4-methyl-pontene-1 lsomerizs very slowiy. The readiness of
isomerization of the two former subst&ries is srxplaired by the

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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&79:9
lsomerization of Some Hexenes in the Pr : ’
Aluminum Oxide eaence of S0¥/20-130-1-22/69

presence of methyl groups on the doub :

elsctron-donor character, and faoiliti:ebzgg.aggi{ihave e

proton to the olefin while e carhenium ion is fo gn e o

3 hexenes have no alkyl substituents on the dc;bigeb‘ ghe puser

form the carbonium ion with greatar difficuliy, and 2? efors

i;g?:riz: moielslzwlg. The authcrs' results pe;mit 8 cﬁiiigie -
€ 01 catalysts for the lsomerir

for experiments with an olefin o?r:z:Iigﬁ :ggugiu;he gonditions

hand, an undesiradle isomerizing offect of Bubstargg ni::e el

properties during othep reactions (hydrogenation .ali :ati QCii

can be avoided on the basis of these data., Table’2 ry ton’& °)

constants of hexenes with s double bond within the fhefen e

may have developed by m shift of the doubie boné f‘*geng ?hiCh

olefins. Figure % shows the fractionation curve o; tﬂev fattial

Card 2/3
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Isomerization of Some Hexeres in the Pregence cof IR .
Aluminum Oxide V/20:-130-1.22/69

ASSOCIATION:

SUBMITTED:

Card 3/3

2-methyl~-pentene-1 and of the 2,3-cimethyl-butencs

_ ! 3 ny ebatenes and table
shows the characteristics of the fractiona abtainedi Figures 2 BV/
and 3 present the ssid rurves for the gther substances
investigated., There ax: 3 figurss, 2 tables.

. and 6 references
4 of which are Soviet, i

Moskovskiy gosudarstven:yy uaiversiieot im. M. V, Lomonosova
(Moscow State Universit - izmeni M, ¥V, Lomenenst)

Septemdber 28, 1959
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S35 S0V/20-130-2-21/69
AUTHORS: Kazanskiy, B. A., Academician, Lukina, K. Yu., Safonova,
I" bn
TITLEs Synthesis and Catalytic HydroggggtionYCf Diphenylcyclopro-~
panes '}
PERIODICAL:s Doklady Akndemii naukx 88SS$R, 1360, Vol 130, Nr 2,
PP 322 - 325 (USSR)
ABSTKACT: From the standpointkof modern theory, the structure of
the cyclopropane ring has not been fully clarified as yet.
According to several papers (Refs 1-3). the carbon atoms w/

in eyclopropane have the same electron configuration as the
C-atoms in ethylens. Various explanations of the inter-
action of the 6 orbits (3 sp2 and 3 p) assume that one
valence of each carbcen represents an almost pure p-orbit.
Thug, this valence is similar to the orbits forming the
W bond. From this point of view, the presence of a ¥ -
electron cloud in the cyclopropane ring may be assumed.
According to the theory, it lies on the perimeter in the
plane of the friangle (Fig '), This cloud must make possible
Card 1/3 the conjugation of the 3-membered ring with unsaturated

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Syrthesis and
cyclopropanes

Card 2/3

Catalytio iHydroger. :icn of Diphenyl-. SOV/20»130-2-21/69

groups such as the carbon-carbon double bond; the carbonyl
group or the phenyl ring. As the conjugation can only occur

if the axes of the ring and of the substituent are parallel

or nearly parallel, it is evident that the steric position

of several substituents decides on the higher or lower
occurrence of the coenjugation, It was proved recently

(Refs 7,8) that the conjugation effect is differently high
with two stereoisomers. The investigation of the steric models
of the sterecisomers of these hydrocarbons showed that in

the cis-igomers one or both of these groups are partly dis- */
placed from a position favorable to conjugation due to the
close position of two substituting groups. For this reason,

a cis~configuration may be ascribed to the stereoisomers with
lower conjugation. Thus, it may be assumed that no conjuga-
tion must occur in 1,?-diphenylcyclopropane since both phenyl
groups can only have a steric position which excludes the
parallel position of the axes of their T-clouds with respect
tc the plane of the 3-membered ring. This assumption was
confirmed experimentally by Raman spectra. In the present
paper, the authors studied the reactivity of cis- and trans-

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Catalytic Hydrogenation of Diphenyll ’;SOV/20~750-2w2?/69

1,2-diphenyleyclopropane and of 1,1-diphenyleyclopropane

on the example of hydrogenation in the presence of palla-

dium black (Refs 9-12). The data obtained are in full agree-
ment with the results of the Raman spectra. Thus, the behavior
of 1,1-diphenylcyclopropane in this reaction is quite simi-~
lar to that of a nonconjugated hydrocarbon. It does not

absorb any hydrogen. In cis- and “rans-1,2-diphenylcyclo-
propane; hydrogen is absorbed by two low-hydrogenized carbons
of the ring. 1,3-diphenylpropane develops here (see Scheme), %/
Steric factors also influence the rate of hydrogenation,

Thus,; it was proved thut the reactivity of diphenyleyclo-
propanes depends on the steric position of the substituents
The Raman spectrum of 1,1-diphenyleyclopropane will be
published shortly.There are 1 figure, 3 tables, snd 16 ref-
erences, 10 of which are Soviet,

Institut organicheskoy khimii im. N. D. Zelinskogo Akademii
nauk SSSR (Institute of Organic Chemisatry imeni N. D. Zelinskiy
of the Academy of Sciences, US3R)

SUBMITTED:
Card 3/3

September 30, 1959
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5/020/60/130/03/019/065
BO11/B016
Kazanskiy, B. A., Academician, Nakhapetyan, L. A., Aleksanyan,

v. T., Sterin, Kh. Ye., Podkhalyuzin, A. T.

TITLE:

]
Deh_ydmtionqof Dimethyl-cyclopentyl-carbinol 'in the Presence of

PERIODICAL:

ABSTRACT:

Card 1/3
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Sulfuric Acid

Doklady Akademii nauk S$SR, 1960, Vol 130, Nr 5, pp 952-959
(ussR)

The authors carried out the reaction mentioned in the tiile

with 0.1% concentrated IIZSOQ, in order to clarify in what way 6

a five-membered ring acts on the cource of the reaction. The
reaction conditions were the same as in one of their previous
papers (Ref 1). The authors also this time obtained a mixture
of unsaturated hydrocarbons, from vhich the following individual
hydrocarbons were separated by diastillstion: isopropyl-cyclo-
pentene-1, isogyropenyl-cyclopentane (produced for the first
time), and isopropylidene-cyclopentane. Hercfrom the authors
conclude that the reaction had proceeded according to the
scheme (cf Fig). The structure of the separztied compounds wius
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Dehydration of Dimethyl-oyclopentyl-cerbinol in 5/020/60/130/03/019/065
the Presence of Sulfuric Acid BO11/B016

Card

confirmed by the agreement of the constants of two of them
with data available in publications. The Raman spectra offered
further proof of their structure. While the present investiga-
tion was being carried cut, a paper by G. Chiurdoglu and

S. Van Walle (Ref 4) was published, who investigated the de-

hydration of cyclic carbinols by distillation with 0.01% H2304. X
The authors carried out the reaction mentioned in the title
also under these conditions. By means of the Raman spectra of

the dehydration producte they found that with 0.01% 32304 also

a mixture of isopropyl-cyclopentene-1, isopropenyl-, and iso-
propylidene-cyclopentane results. The quantitative ratio of
these components, however, varies according to the quantity of
32804. #ith increasing quantity the content of isopropenyl-

cyclopentane decreuses from 68-63% to 40-35%. At the same time,
the quantity of the other two hydrocarbons increases. Also the
yield of dehydration prcducts increases from 66% to 91%. Thus,
the results obtained by the authors are not in agreement with

those of reference 4. The authors point out that the constants

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000721320003-3"
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Dehydration of

Dimethyl-cyclopentyl-carbinol in
the Presence of

Sulfurio Acid

5/020/60/1 30/03/019/065
BO11/8016

of isopropenyl-cyclobutane and iuopropenyl-cyclopentane of

reference 4 deviate considerably from those obtained by them-

selves. They assumo that in reference 4 no individual hydro-

carbons, but mixtures of unsaturated hydrocarbong with a dif-
8ition of the double bon

d were under consideration.
1 figure, 1 table, ang 4 references, 4 of which are

ASSOCIATION: Moskovskiy gosudarstven;nyy universitet ip, M., V. Lomonosova
Moscow State University imeni M. V. Lomonosov)
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AUTHORS: Liverman, A. L., Vasina, T. V., Kazanskiy, B. A., Academician
v s,
TITLE: The Steric Configuraticon of Stereoisomeric 1,4-Diisopropyleyclo-

hexanes 1
-PERIODICAL: Doklady Akcdemii nauk H5SR, 1960, Vol. 132, Xo. 1, pp. 130-133

_ PEXT: The suthors encountered a peculiar deviation from the Auvers-Skit rule,

- in that the cis-forms of the di-substituted cyclanes have a higher boiling point
, than the trans-forms. Since several facts of this sort exist, the authors have

. decided to confirm the said rule in respect of synthetically produced 1,4-di-

. isopropyl-cyclohexanes. By that means the spectroscopio proofs were to be )
completed. The initial substances used were dimethyl esters of cis- and trans-
hexahydroterephthalic acids, whose steric configuration (as of the acids thenm-
selves) stands beyond question (Refs. 7, 8). Each of the stereoisomers was to

be separately changed into the relevant form of 1,4-diisopropyl-cyclohexane

(see scheme). This synthesis succeeded at first in the stereo-specific form only
for the trans-forms. The syntheses and properties of the newly obtained stereo-
isomeric diols, the transdichloride and some other substances are not givan in

Card 1/3
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80060
The Steric Configuration of Stereoisomeric 8/029/60/152/01/34/064
1,4=-Diisopropylcyclohexanes BO11/B126

detail here. A detailed publication follows. The original dimethyl-esters of

cis- and trans-cyclohexane-1,4-dicarboxylic acids were separated by distillation,
and showed the above-mentioned deviation from the Auvers-Skit rule. 1;4-Bis-
(x-oxyisopropyl)-cyclohexanes were obtained by reaction of the esters of stereo-
{isomeric acids with the great surplus of nmethyl-magnesium-chloride or methyl-
magnesium-bromide. The appropriate dichlorides were produced dy saturation of the
diols with anhydrous HC1l in a methanolic solution. The trans-isomer was obtained
in pure state, while a mixture of inseparable cis- and trans-dichlorides came
from the cis-diol. It was very difficult to substitute hydrogen for chlorine.

The familiar methods have failed here. The authors have succeeded in finding a
suitable solvent, namely ethylacetate. It contains not only dichloride and CrCng*
but also CrClz in fairly soluble form. CrClp forms directly from the latter in
the ethylacetate solution. The required reaction could thus be carried out at
room temperature. Table 1 shows the constants ‘of the trans-1,4-diisopropyl-
cyclohexane that was produced. They show that the configurations of the stereo-
isomers that were determined earlier (Ref. 1), on the basis of the Raman spectira,
were right. A certain deviation of the constant of the synthetic preparation
from that of the high-puriiy product separated by distillation (Ref. 1), is
explained through the presence of a small admixture of the cis-isomer in the
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former (7-10%). Since it could no

other form from the distinet melting temperatures of the diol
the authors say that the stereois

omeric mixture arose during
the chlorine. Apparently HC1 ig part

orzed double bond. Thus cis~ and trans-forms

1 proportion. The W
-isomer,
again confirmeq by

. Men'shikov, V. T. Aleksanyan
Kh. Ye. Sterin (the 1ast two: Komisaiya po spektroskopii OFMN iotdeleniye fiziko-
natematicheskikh nauk) AN SSSE (Spec the Department of
iences, AS pssR ). There are 1 table and 10 refer.
énces, 4 of whigh are Soviet.
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Hydrogenation of 2-Methyl-butena-1 8/020/60/132/04/27/064
in the Presence of Platinum Blaok in B011/B003
Deuterated Aloohol

aloohol yields hydrogen with a oontent of 3.4 per cent of HD, whereas
isopentane formed by hydrogenation containe only 2.5 per ocent of mono.
deuteroisopentane. The authors sxplain this fact by the different ratas

of exchange reactions of CoHs0D for Hy as well as by olefin hydrogenation

on the surface of the catalyat. Hence it results that the hydroxyl

hydrogen of the alocohol solvent does not direotly participate in the
reaction of hydrogenation. The hydroxyl hydrogen is exchanged for the
hydrogen sorbed on the surface of the catalyst. If, however, an olefin -
is present in the system, it remcts with the sorbed H, and HD in such a l%/
way that it is also sorbed on platinum. Thus, the two possible reactions

of isotopic exchange between the olefin and hydrogen and the slcohol as

well as the reaction of hydrogenation of the olefin have a limiting

stage in common, i.s., the sorption of hydrogen on platinum. If all

these processes take place simultaneously, the exchange reactions are
retarded, whereas the exchange of the olefin for alcohol is completely
surpressed. The authors thank L. XN. Gorokhov,; Z. V. Gryaznova, and I. V.
Gostunskaya for their assistanocw. There are 2 tables and 17 referencen,
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KAZANSKIY, B.A., akademik; LIBKEMAN, A.L.; KUZNRTSOVA, I.M.;
ANTAN, V.T.; STERIN, Kh.Ye.; 10ZA, G.V.

C,-Dehydrocyolisation of alkyl cyclopentanes into bieyelie hy-

dfocarbons, Dokl.AN SSSE 133 no.2:364-366 J1 '60.
(MIBA 13:7)

1. Institut organicheskoy khimii im, N.D,.Zelinskogo Akademii
paunk SSSR i Komigsiya pn spektroskopli Akademii nauk SSSR,
(cyolopontanos (Oyolisation)
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1285 §/020/60/133/005/032/034/ X%
§300  omhy 2208, BO16/B060
AUTHORS: Kazanskiy, B. A., Academician, Shokova, E. A., Khromov, S. 1.,

Aleksanyan, V. T., and Sterin, Kh. Ye.

TITLE: Contact Conversions of Cxclooctnn;\ in the Presence of
Platinized Coal

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 133, No. 5,
pp. 1090 - 1093

TEXT: The authors wanted to find out the behavior of polymethylenes of

average ring size on platinized coal at lower temperatures than those p>(
applied by V. Prelog (Ref. 1). Moreover, they wanted to repeat the in-

complete work of N. D. Zelinskiy and G. I. Freyman (Ref. 3). According to

the latest notions, cyclooctane can principally exist in two most stable

forms: ‘:::::::::::> ‘:

(1) (1I)

Card 1/3
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Contact Conversions of Cyclooctane in the 5/020/60/133/005/032/034/ XX
Presence of Platinized Coal B016/B060

The amount of (II) in cyclooctane is probably very small. In the centro-
symmetric form (I), the four equatorial hydrogen atoms are placed higher
than the central ring plane, whereas other fcur of them are placed below
this plane. When any pair of these atoms in 1,5-position separates; the
transannular C-C bond may form and cis-bicyclo-(0,3,3)-octane-(cis-penta-
lane) may result. In this work, the authors examined the conversions of
cyclooctane on platinized coal at 310° in the presence and in the absence
of hydrogen. A quantitative conversion of cyclooctane took place in both
cases. In the absence of hydrogen, cis-bicyclo-(0,3,3)-octane-(cis-penta-
lane) developed in ar amount of about 51 wt% of the catalyzate. Appreciable
amounts were also obtained of trans-1-methyl-2-ethyl cyclopentane (about
23%) and n-propyl cyclopentane {about 20%), as well as smaller amounts
(about 6%) of 4-methyl heptane. Basing on the reaction products, the
authors set up a scheme of this reaction. Apparently, the first stage is
the formation of cis-pentalane which then undergoes hydrogenolysis under
the action of the resulting hydrogen. Trans-1-methyl-2-ethyl cyclopentane
and n-propyl cyclopentane thus result. 4-methyl-1-lieptane is formed by the
hydrogerolysis of the latter. The same substances were formed in the
presence of hydrogen, but the quantitative proportion was different. This

Card 2/3
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is explained by a more intense hydrogenolysis of the five-membered ring in
the presence of hydrogen. At the same time, the hydrogenolysis of pentalane
and n-propyl cyclopentane takes place more smoothly than that of 1-methyl -
2-ethyl cyclopentane. The authars were not able to detect methyl cyclohep-
tane in the reaction products (as conversely stated in Ref. 3). About 1 - 2
of aromatic hydrocarbons were ¢btained: toluene, ethyl benzene, and o-xy -
lene. Tables 1 - 4 collect the results of distillation, the individual
fractions together with their constants, and the quantitative proportions
of the resulting substances. They were determined from the Raman spectra
(monograph by G. §. Landsberg, E. A. Kazanskiy, and others, Ref. 9) of the
fractions. A paper by A. L. Liberman and others (Ref. 10) is mentioned.
There are 4 tables and 11 references: 6 Soviet, 3 US, 1 Swiss, and 1 French,

ASSOCIATION: Moskovsliy gosudarstvennyy universitet im. M. V. Lomonosova

(Moscow State University imeni M, V. Lomonosov). Komissiya po
spektroskopii Akademii nauk SSSR ZCommission for Spectro-

scopy of the Academy of Sciences USSR)

SUBMITTED: May 11, 1960
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Deviation of stereoisomeric 1,4-bis-tart. butylcyclohexanes from
the Auwers-Sidta rule. Dokl. AN SSSR 134 no.1393-95 S '60.
' (MIRA 13:8)
1. Institut organicheskoy khimii im. H.D. Zelinskogo Arademii nauk
SSSR.

(Cyclohexane)
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3/020/60/134/003/012/020

BO16/B054
AUTHORS: Libsrman, A. L., Tyun'kina, N. I., and Kazanskiy, B. A.,
Academician
TITLE:s The Stereoisomeric 1,4-Di-n-Propyl- and 1-Methy1-42-metho-4-

butyl Cyclohexanes

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 134, FRo. 3,
pp. 603-606

TEXT: After having proved (Refs. 1-3) that the physical properties of

some 1,4-dialkyl cyclohexaneawpaviate from the constants usually holding
for this series, the authors expressed the opinion that the differences
between the boiling points of the stereoisomers (At = t , - ttrans) are —

linearly dependent on the molecular weight (Ref. 4). There were, however,
several deviations from this rule. This is explained by the fact that the
structure of the side chain was not considered. The present paper is to
clarify the influence of this structure. Fog this purpose, the authors
synthesized 1,4-di-n-propyl- and 1-methyl-4 -metho-4-butyl cyclohexanes,.
and separated them into cis- and trans-isomers. These two compounds are

card 1/3
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The Stereoisomeric 1,4-Di-n-Propyl- and §/020/60/134/003/012/020
1-Methyl-42-metho-4-butyl Cyclohexanes B016/B054

structural isomers of 1,4-di~isopropyl oyclohexane, in whose stereoisomers
there occurs an inversion of boiling points. The hydrocarbons were chosen

in such a way that in one came their side chains were equal, while being
different in another. This should make it clear in how far the asymmetry

of radicals can influence the value Ot. It was found that the trans-form

of the stereoisomers produced in this investigation boils lower than the
cis-form, i.e., At has a positive value, whereas the value of 1,4-di- b//
isopropyl cyclohexanes was nsgative (Refs. 1,4). Thus, the primary,
secondary, or tertiary character of the side chain considerably influences -
the relation of boiling points of the steredBomeric dialkyl cyclohexanes.

The problem of a linear dependence in the series of 1,4-dialkyl cyclo-
hexanes with primary radicals remains unsolved. The authors synthaesized

the hydrocarbons in such a way that products of maximum possible purity

were formed. The hydrogen addition to the double bond of the resuliing
intermediate product, butenyl toluene, is (in the prerance of platinum

at room temperature) accompanied by partial hydrogenation of the benzene
ring. Nevertheless, it was possible to obtain the hitherto unknown
42-metho—4-buty1 toluene by distillation in the pure state. Further.
42-oxy—42-metho—4—buty1 toluene was produced for the first time. The

Card 2/3
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configuration, hitherto not described in.publications, of the four

stereoisomers was determined with the aid of the Raman spectra (taken
by V. T. Aleksanyan and Kh. Ye. Sterin, co-workers of the Komissiya po
spektroskopii (Commission on Spectroscopy) OFMN AN SSSR (Department of

Physical and Mathematical Sciences of the Academy of Sciences, USSR)).

Table 1 shows that both the refractive indices and the specific gravities

are in all cases higher in the ols-forms, whereas the boiling points of

the cis-forms are higher or lower depending on the structure of the side
chains. Fig. 1 shows refractive index and spocific gravity of the fractions

of the hydrocarbons investigated. There are 1 figure, 1 table, and 10 /s

references: 8 Soviet and 2 U3,

4

ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii
nauk SSSR (Institute of Organic Chemistry imeni
H. D, Zelinskiy of the Academy of Soiences, USSR)
SUBMITTED: June 6, 1960
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s/020/60/134/006/o17/031
B016/B06T
AUTHORS: Kazanskiy, B Aoy Academician, Rozengart; M. I.., and
Freyberg; L. A.
TITLEs Effect of Potash and Phosphoric Acid Additions on the

Aromatizing Activity of Chromium Oxide

PERIODICALz Doklady Akademii nauk SSSR, 1960, Vol. 134, No. 6,
PP, 1360-1362

TEXT: The aromatizing activity ofﬂthe Al-Cr catalyst in the reactions
of dehydrocyclization of n~heptane ’and the dehydrogenation of cyclo-
hexane']is favored by the alkall and alkaline-earth elements (Ref. 1.

= aathors wanted to study the effect of additions on the catalytic
activity of pure chromium oxide in the conversion reactions of hydro~
carbons, since in the Al-Cr catalyst chromium is the effective agent,

The experiments which were conducted at 450°C and a volume rate of 0.8 h”
proved that an addition of 0.25 wi of K,0 in the form of potash com-

1

pletely inhibits the reactions of dehydrocyclization of n--heptane.

Card 1/3
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Effect of Potash and Phosphoric Acid 5/020/60/134/006/017/034
Additions on the Aromatizing Activity of BO16/B067T
Chromium Qxide

Furthermore, the formation of unsaturated compounds is reduced to 1/7,
and the cracking and isomerizing secondary effect of the catalyst is
almost completely eliminated, This addition produced the same effect on
the dehydrogenation of cyclohexane to benzene. However, toluene was
formed from an n-heptane + n.heptens-t-mixturs if potash was added to

the catalyst. The yield of toluene in this case was by 60% lower than
that without addition of potash. The authors wanted to clarify whether
the inhibiting effect of potash is a specific result of its alkaline
nature. For this purpose they: studied the effect of additions of —
0.14 wt® of phosphoric acid on chromium oxide. The effect was the amame as
that of potash, Additions of both types also reduced the hydrcgenating
effect of the catalyst. These experiments show that the promoting effect
of potassium on the Al-Cr catslyst is not due Lo the interaction of ths
alkaline addition with chromjium oxide. This effect has a more complicated
nature and apparently is the consequence of the intaraction of all three
componsntas of chromium oxide, of aluminum oxide, and of the alkaline
addition, One of the forms of this interaction was described earlier
(Ref. 2). The fact that the aromatization of heptane and cyclohexane

Card 2/3
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ceases after the introduction of K2CO3 or HsPO4 on pure chromiup oxide,

whereas the aromatization of heptane continues, cap be explaineg by the

fact that the two additions influence the firat stage of catalysisg, i.e,,
activateqd adsorption, The authors asgume that thesge additiong Prevent

the adsorption of the saturateq hydrocarbong at the active centers of

the Cr catalyst, The adsorption of the much more active olefip Roleculeg

is inhibiteq much lesg, To explain the detailg of"thig phanomenon, t
further studies are necessary, The authors mention Papers by 4, M. Rubin. —
shteyn, N, ., Pribytkova, ang A. A. Slinkin (Rer, 2)s Table 1 g8lves the
results of the above aromatization €xperimentg, There are 1 table ang

2 Soviet referenceg,

ASSOCIATION; Institut organicheskoy khimi{ ip, N. D, Zelingkogo
Akademii nauk S5SR (Institute of Organiec Chemigtry imeni
N. D, Zelinskiy of the Academy of Sciences USSR)

SUBMITTED: July 15, 1960
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$/020/60/135/002/020/036
B016/B052

AUTHORS: Kazanskiy, B. A., Academician, Khromov, S. I.,
Liberman, A. L., Balenkova, Ye. S., Vagina, T. V.,
Aleksanyen, V. T.,and Sterin, Kh. Ye.

TITLE: Contact Transformations of Cyclodecane in the Presence of
Platinized Charcoal

PERIODICAL: Doklady ikademii nauk SSSR, 1960. Vol. 135, No. 2, v////
pp. 327 - 330 ~

TEXT: The authors studied the following problem: Hitherto (kefs.1,2) it
has been stated that cyclodecane on platinized charcoal is directly
transformed into azulene. In connection with the C, dehydrocyclization

2

(Ref.4) which has been discovered in the meantime, the question arose
whether the formation of agulene is a gecondary process., while deca-
hydroazulene is formed in the main reaction (transannular C5 dehydro-

cyclization) and yields azulene by dehydrogenation, To prove this reac-
tion, cyclodecane was catalyzed on platinized charcoal (5 and 20% Pt)

Card 1/4
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Contact Transformationas of Cyclodecane in the 8/020/60/135/002/020/036
Presence of Platinized Charcoal BO16/B052

at 300 and 31000 and without tear gas. It was shown tha! the major part

of cyclodecane is tranaformed, After rectification, the catalyzates were
chromatographed on silica gel, and their Raman spectira were studied.

The catalyzates proved to be complicated mixtures containing aromatic, :
paraffin, mono-, and bicyclic naphthene hydrocarbons. Naphthalene and /
o-diethyl benzens were found to be most important. Small amounts of

x-methyl indan, n-butyl benzene, indan, and o-methyl benzene were de- —
tected. Approximately equal amounts of n-decsne, cis-decahydroazulene,

and 1,2-diethylcyclohexane, a small amount of trans-decalin. and a
hydrocarbon of unknown spectrum were detected in the paraffin - naph-

thene part. The formation of decalin and naphthalene is cbviously the

result of transannular C6 dehydrocyclization, while decahydrcazulene is

obtained from cyclodecane by C_ dehydrocyclization. This indicates that
Cs
open chains, but may also occur within a cycle while bicyclic systems
are formed. Thus, n-decane can only have formed in the catalyzate by
cleavage of the ten-membered cycle. Since hydrogenolysis has been

5

and C6 dehydrocyclizations are caused not only by the closure of

Card 2/4
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Contact Transformations of Cyclodecanc in the s/020/62/ 55, cua i)
fresence of Flatinized Charcoal 3016/8052

achieved only in cycles with no more than 5 hydrocarbon atoms, this ob-
servation is of fundanental importance. Hitherto, the formation of
o-diethyl benzene and 1,2-diethyl cyclohexane has not been explaincd. It
is pointed out that none of the traditional regctions can be used io0 ox-
plain this observation. The following reaction!scheme is suggested for
cyclodecane on platinized charcoal:

CHy— CHs — CHy — CHg — CHjy — CHy — CHg — Clly — Cli, - Cthy
‘ C:H, CaH,

7 - CHs— CHy — CHy — CHy —CHy N ;
QD“(I}— LTIy i O QG § QRS f

2 — CHas i 3 H [ CiHs Cetly /
/v--;—-\;/,\ !
=N -
The remaining hydrocarbons detected in the catalyzate were probabdly

Jformed by secondary transformations. There are 4 tables and 9 references:
6 Soviet, 2 US, and 1 Swiss.
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Contact Transformations of Cyclodecane in the 5/020/60/135/002/020/036
Presence of Platinized Charcoal | . B016/3052

(Moscow State University imeni M.V. Lomonosov). Komissiya

po spektroskopii Akademii nauk SSSR (Commission of '
Spectroscopy of the Academy of Sciences USSR). Institut
organicheskoy khimii im. N.D. Zelinskogo Akadenii

nauk SSSR (Institute of Organic Chemistry imeni

N. D. Zeiinskiy of the Academy of Sciences USSR)
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TE£T: The asuthors report on their experiments to clarify wgat ;iansfor-
mations cyclononane undergoes on platinized charcoal at 300°C. ieyd "
fo&nd that about 96% of cyclononane are trangformed. They deterg n:h :
the reaction products (approximately in %): indan 68, 1-methyl- ~ed y
berizene 22, n-propyl benzene 2, and n-nonane 7. The authors conclu e1'
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form n-nonane-The enclosed diagram illustrates the transformations
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